The feasibility of investigating the adsorption of n-octanohydroxamate collector on copper and iron oxide minerals with static secondary ion mass spectrometry has been assessed. Secondary ion mass spectra were determined for abraded surfaces of air-exposed copper metal, malachite, pseudomalachite and magnetite that had been conditioned in aqueous potassium hydrogen n-octanohydroxamate solution, as well as for the corresponding bulk Cu II and Fe III complexes. In each case, the chemical species present at the solid/vacuum interface of a similarly prepared surface were established by X-ray photoelectron spectroscopy. The most abundant positive and negative metal-containing fragment ions identified for the bulk complexes were also found to be diagnostic secondary ions for the collector adsorbed on the oxide surfaces. The relative abundances of those diagnostic ions varied with, and could be rationalised by, the monolayer or multilayer coverage of the adsorbed collector. However, the precise mass values for the diagnostic ions were not able to corroborate the different bonding in the copper and iron hydroxamate systems that had been deduced from photoelectron and vibrational spectra. Parent secondary ions were able to provide supporting information on the co-adsorption of hydroxamic acid at each conditioned surface.
Introduction
Hydroxamate collectors are being applied increasingly in the concentration of oxide Cu and rare earth ores by flotation, with potassium hydrogen n-octanohydroxamate [1] in most common use [2] . However, there are also significant concentrations of Fe oxides such as magnetite or hematite in some of those ores, and to achieve an acceptable grade when Fe oxide gangue minerals are present, strategies to optimise the depression of Fe oxides may be required. To facilitate the development of such strategies, it is advantageous to have a detailed understanding of the interaction of hydroxamate collectors with those Fe oxides as well as with the more valuable minerals to be concentrated. The most relevant conditions for the interaction of potassium n-octanohydroxamate include a pH near 9.5, a collector concentration equivalent to a dose of up to 1 kg per tonne of ore, and a conditioning period less than 15 min.
The adsorption of n-octanohydroxamate (as hydroximate because of deprotonation of the N) on oxide Cu minerals at the collector's unadjusted pH of ~9.5 is now reasonably well understood [3] , and there is strong evidence from X-ray photoelectron spectroscopy (XPS) to suggest that the interaction of this collector with Fe oxides [4] , rare earth oxides [5] , and probably many other metal oxides, is substantially different. In the case of the Cu oxide minerals, it is believed that the collector initially chemisorbs parallel to the mineral surface so that the two oxygen atoms of each hydroximate anion bond to a Cu atom in the outermost layer of the mineral and the deprotonated N atom interacts with a second (adjacent) Cu atom in the oxide surface: 
With increasing collector adsorption, it is surmised that the chemisorbed hydroximate progressively adopts an essentially upright orientation so that each deprotonated N atom can then interact with the metal atom of a Cu hydroximate molecule to start a multilayer patch ( Figure 1 ). With the Fe oxides, on the other hand, it is believed that each collector anion initially chemisorbs through both its O atoms to an Fe atom in the mineral surface as bidentate hydroxamate and with its N remaining protonated. At greater adsorbate coverage, some collector anions are believed to interact via only one of their O atoms; in such a chemisorbed monodentate hydroxamate, the N would be deprotonated but doubly bonded to the adjacent C atom. No evidence for the formation of multilayer Fe hydroxamate on the Fe oxides under the aqueous conditions described above has been obtained by XPS or Raman spectroscopy for conditioning times of relevance to flotation.
Although the evidence for the different adsorption mechanisms outlined above is robust, the XPS findings have yet to be corroborated. Attempts to obtain surface enhanced Raman scattering (SERS) spectra from these systems via gold decoration of the conditioned oxide mineral surface have not yet been successful, although SERS spectra have been obtained for the oxidised layer on air-exposed pyrite [4] . Conventional Raman spectra have been consistent with the photoelectron spectra, in that multilayer hydroxamate collector adsorbed on oxide Cu minerals has appeared similar in structure to bulk Cu hydroximate, and hydroxamate adsorbed on Fe oxides has not been detected for conditioning times of relevance to flotation, an observation in accord with the no more than monolayer coverage expected. Nonetheless, given the importance of the interaction of this collector with Cu and rare earth oxide minerals on the one hand and Fe oxides on the other, positive corroboration of the different adsorption mechanisms rather than mere consistency would be desirable. It was for this principal reason that the application of static secondary ion mass spectrometry (SIMS), a surface analytical technique that is much more surface sensitive than conventional vibrational spectroscopy, was investigated to establish whether it could provide the definitive support sought. A secondary reason was to obtain a complementary diagnostic method for the presence of adsorbed Cu hydroximate or Fe hydroxamate at the surface of air-exposed Cu-Fe sulfide minerals.
The basis of the anticipation that static SIMS might be able to provide the required information was that the secondary ions detected should predominantly reflect substantial fragments of the chemical species actually present at the conditioned mineral surface prior to impact by the primary ion, rather than fragments of only a "scrambled" impact zone created by the primary ion. It is known that for some materials, stable secondary ions are detected that would not have been present as neutral species at the surface prior to primary ion impact, but it is generally assumed that in static SIMS, a significant proportion of secondary ions detected do reflect the bonding arrangement at the surface [6] . Nevertheless, countering this general assumption has been the limited ability of ToF-SIMS to independently differentiate monolayer and multilayer adsorption of thiol collectors on sulfide minerals [7] .
In this investigation, sets of metal-containing diagnostic positive and negative secondary ions were sought for bulk Cu hydroximate and Fe hydroxamate complexes. If such sets could be established, the diagnostic ions should be the same-and have similar abundances-as those from the corresponding adsorbed multilayer, but not necessarily from the chemisorbed monolayer. Of particular interest was to ascertain whether the Cu-and Fe-containing diagnostic ions reflected the different bonding arrangements in the two bulk complexes. The secondary ion mass spectra for the bulk complexes were compared with those from surfaces of air-exposed Cu metal, malachite [Cu 2 CO 3 (OH) 2 O 4 ] conditioned in hydroxamate solution, to establish the presence of adsorbed collector and to determine whether monolayer and multilayer adsorption could be distinguished. Similarly treated surfaces were also characterised by XPS to confirm the adsorption of hydroxamate collector under the conditions used, and to establish the likely chemical composition at the solid/vacuum interface.
Results and Discussion

X-ray Photoelectron Spectra of Cu Hydroximate and Fe Hydroxamate
Cu Hydroximate XPS
The X-ray photoelectron spectra of the bulk Cu hydroximate, Cu(O 2 NCC 7 H 15 ), characterised in the present investigation were similar to those reported previously for the complex prepared in a two-phase synthesis [8] . In particular, the N 1s spectrum determined at the start of the spectral suite (Figure 2a ) comprised primarily a single component of width 1.4 eV at a binding energy (corrected for overcompensation by the flood-gun electrons) of 400.0 eV. A minor component near 402 eV accounting for less than 4% of the total N 1s intensity was required for an adequate fit to the spectrum. This small component might have been an artefact of non-uniform charge compensation by the flood-gun electrons. The spectrum determined at the end of the spectral suite was essentially unchanged, indicating that the bulk complex was not susceptible to alteration brought about by the low energy electrons from the flood-gun or by the secondary electrons inherent in the photoemission process. The principal N 1s component at 400 eV can be assigned to the deprotonated N of the hydroximate ligand that is interacting with a Cu atom in a neighbouring Cu hydroximate molecule in a bonding arrangement similar to that shown in Figure 1 [3, 8] . Such a N chemical environment is also consistent with the Raman spectrum for the complex [8] , but the crystal structure of Cu n-octanohydroximate has not been determined because a suitable solvent from which to grow crystals of the complex has yet to be found. Although Cu hydroximate is definitely a 1:1 Cu/ligand complex, it is expected that in the solid state, each Cu II would be fully coordinated in a multinuclear or oligomeric structure.
Fe Hydroxamate XPS
The N 1s spectrum for the bulk Fe hydroxamate, Fe(O 2 NHCC 7 H 15 ) 3 , prepared by Hope and co-workers [3] is shown in Figure 2b . This spectrum too primarily comprised a single component of width 1.5 eV, but at a corrected binding energy of 401.0 eV. Two minor components, each accounting for less than 5% of the N 1s intensity, were observed at 399.2 and 407.2 eV. The intensity of the component at 399.2 eV increased slightly with analysis time, whereas the 407.2 eV component, which probably arose from a minor impurity, remained unchanged. The minor 399.2 eV component would be consistent with an alteration product brought about by the secondary or flood-gun electrons, but the bulk complex was not significantly susceptible to such beam damage. The principal component at 401.0 eV can be assigned to protonated N in the hydroxamate ligands [9, 10] , and this N chemical environment is consistent with the Raman spectrum for the complex [3] and the crystal structure for the acetohydroxamate analog Fe(O 2 NHCCH 3 ) 3 ·1.5H 2 O [11] . The other photoelectron spectra from Fe hydroxamate will be reported elsewhere. The abundances in Table 1 Table 1 , the peak used for normalisation is evident from the abundance of 1, 10 or 1000 for that ion. In each case the abundances for the eight 200 m × 200 m regions of the specimen surface characterised have been tabulated as a range (rather than a weighted mean) to show the variability. The intensity of the Cu − rather than the CuH − peak was used for normalisation, as although the latter was more intense than the former for Cu hydroximate, the situation was reversed for the spectra from the conditioned Cu metal and mineral surfaces. The m/z range shown is the variation in measured peak centroid for the eight 200 m × 200 m regions. A typical Cu-containing positive secondary ion doublet, tentatively assigned to CuNCH 2 + rather than CuC 2 H 4 + , is shown in Figure 3 . Broader range secondary ion mass spectra for Cu hydroximate are shown in Figure 4 .
Static Secondary Ion Mass Spectra of Cu
Some other positive Cu-containing ions are also listed in Table 1 It can be seen from Table 1 that distinguishing ions containing N (14.003 amu) from those containing CH 2 (14.016 amu) was not as straightforward as might have been expected given the spectral resolution of ~8000. The two main reasons for this uncertainty were the determination of m/z values outside the range that could be calibrated reliably, and the specimen surface roughness at the microscopic level (Section 3.3). Nevertheless, for the negative Cu-containing secondary ions in particular, assignment of the observed diagnostic peak to the N rather than CH 2 species appeared to be justified. However, even if correct, that assignment would not have constituted support for the hydroximate structure and Cu-N interaction, as it will be seen below (Section 2.2.2) that the analogous Fe-containing negative ions from Fe hydroxamate also appeared to be the N rather than CH 2 species. Therefore, it would appear that these secondary ions do not necessarily reflect the structure prior to impact by the primary ions.
Among Table 1 , the corresponding peak intensities were barely greater than noise level.
Fe Hydroxamate ToF-SIMS
Peaks of appreciable intensity in the secondary ion mass spectra from Fe hydroxamate extended to near its molecular weight of about 530 amu. The identification of Fe-containing ions was less definite than for Cu-containing ions, as 56 Fe with mass 55.935 amu accounts for 91.75% of the stable isotopic composition of Fe, so that each Fe-containing ion gives rise to only a single substantial peak. The most abundant of the Fe-containing secondary ions, selected impurity element ions and organic fragment ions are listed in Table 2 . Also listed in Table 2 Table 2 , the peak used for normal-isation is evident from the abundance of 10, 100 or 1000 for that ion.
The largest of the most abundant Fe-containing positive secondary ions for Fe hydroxamate also contained one or two O atoms, unlike the positive diagnostic secondary ions for Cu hydroximate. As noted in Section 2. Cu), were of very low abundance for Cu hydroximate. The metal-containing ions concerned would be consistent with the proposed structures for both Cu hydroximate and Fe hydroxamate, and the m/z values for the Cu-containing ions are only marginally higher than for the positive ions that were observed with appreciable abundance. The difference can be partly rationalised by each Fe atom in Fe hydroxamate being coordinated by the six O atoms of three hydroxamate ligands, so that any moderately large Fe-containing secondary ion would be expected to contain at least one O. On the other hand, while each Cu atom in Cu hydroximate would be coordinated by the two O atoms of one ligand, it is believed to interact with the N atom of an adjacent ligand, and it might also have other ligand atoms as neighbours in its presumed oligomeric form in the solid state. Therefore not all large Cu-containing secondary ions would necessarily be expected to also contain O.
Apart from the difference in metal-containing positive ions discussed above, it can be seen from Tables 1 and 2 that there is no obvious difference in the organic structure of the other diagnostic ions for the two bulk complexes. In particular, the smaller, abundant Fe-containing positive ions also contained either N or CH 2 , but not O. In other words, the most abundant fragment secondary ions did not clearly distinguish between the different bonding arrangements in the Cu and Fe complexes expected from spectroscopic and solubility data, and therefore do not corroborate the structures deduced from XPS and Raman spectroscopy. Because of those different structures of the two complexes, it might have been expected that secondary ions containing Cu and N but no O would have been observed, whereas ions containing Fe and N without O should not have been abundant unless rearrangement prior to ion ejection had occurred. In Cu hydroximate, there is intermolecular interaction between Cu and N atoms, whereas in Fe hydroxamate, the N atoms are protonated and the Fe atoms are fully coordinated by the six O atoms of three hydroxamate ligands. Given the unambiguous nature of the XPS and Raman spectroscopic information, it is highly likely that such rearrangement was common adjacent to the Au + primary ion impact zone. It is just possible that the negative ion peak near m/z 146. 94 Although the Cu in a Cu hydroximate molecule is bonded to the two O atoms in a single hydroximate ligand, in the 3-dimensional and probably oligomeric structure of the bulk complex, each Cu atom might interact with up to four O atoms and two N atoms. Thus the observed secondary ions were consistent with the number of O nearest neighbours of the metal atoms in the two bulk complexes.
Notwithstanding the fact that the relatively abundant ions listed in Tables 1 and 2 do not appear to reflect the different N bonding in the Cu and Fe complexes, they should nevertheless be diagnostic secondary ions for multilayer Cu hydroximate or Fe hydroxamate adsorbed on oxide Cu or Fe minerals. The same ions might also be diagnostic for hydroxamate collector chemisorbed to Cu or Fe atoms in a mineral surface, but that can only be established by characterising surfaces bearing such an adsorbate.
X-ray Photoelectron Spectra of Conditioned Cu and Fe Oxide Surfaces
Conditioned Cu Metal and Cu Mineral XPS
XPS data for surfaces of Cu metal, malachite and pseudomalachite that had been abraded in air prior to conditioning in nominally saturated aqueous solutions of potassium hydrogen n-octanohydroxamate have been reported previously [12] . It had been found that collector coverage on Cu metal depended on the extent of oxidation and conditioning times, but conditioning of the minerals in the collector solution for only short periods had resulted in the adsorption of multilayer Cu hydroximate. The Cu 2p spectra indicated that the multilayer Cu hydroximate had been only a few monolayers thick, and the N 1s spectra had suggested the presence of some co-adsorbed hydroxamic acid, as in addition to the principal N 1s component at 400.0 eV, about 15% of the N 1s intensity had been near 401.2 eV [12] . To confirm a similar type and extent of coverage on the specimens characterised by ToF-SIMS (Section 2.4), X-ray photoelectron spectra were determined for the same conditioning time (2 min) of Cu metal and mineral surfaces prepared in the same way.
The N 1s spectra for air-exposed Cu metal, malachite and pseudomalachite surfaces conditioned for 2 min in hydroxamate collector solution are shown in Figure 2c -e. As observed previously, in each case the principal component was at a binding energy of 400.0 eV, consistent with hydroxamate collector chemisorbed to Cu atoms in the oxide surface layer and, for the minerals, a thin layer of molecular Cu hydroximate covering the chemisorbed monolayer. In both monolayer and multilayer Cu hydroximate, each N atom would be deprotonated but interacting with a Cu atom. Also as observed previously, there was a minor unresolved component between 401.2 and 401.5 eV that would have arisen from protonated N. That protonated N would most probably have been in co-adsorbed hydroxamic acid. Such co-adsorption of acid would not be surprising as the pH of the potassium hydrogen n-octanohydroxamate solution would have been close to the pK a for n-octanohydroxamic acid, and indeed, co-adsorption of the acid had been proposed some years ago by Fuerstenau and Pradip [13] . For the air-exposed Cu metal surface, the N concentration (3.3 atom %) was about half that for the minerals, suggesting that the collector coverage of the former was predominantly monolayer only. In the N 1s spectrum obtained with the flood-gun off (Figure 2c ), a component near 401.5 eV accounting for ~15% of the intensity was required for an adequate fit. However, under the influence of a beam of ~4.5 eV electrons from the flood-gun, but with the specimen still earthed, the principal component near 400 eV remained unshifted but the N 1s component previously observed at higher binding energy was shifted by about 4.5 eV to ~396.5 eV. This behaviour established that the species containing protonated hydroxamate N was in poor electrical contact with the air-exposed Cu substrate, and its N 1s component would probably have been charge-shifted by up to 0.5 eV above 401 eV in the absence of the low energy electron beam. Hence that species was much more likely to have been co-adsorbed hydroxamic acid than multilayer Cu hydroximate. The Cu 2p, C 1s and O 1s spectra determined with the flood-gun off and on were consistent with this conclusion. The low intensity component at 398.2 eV can be assigned to N in an hydroxamate decomposition product.
It is important to note that no K was observed at the conditioned Cu metal or oxide mineral surfaces. Any residual K from potassium hydrogen hydroxamate that had not been rinsed from the surface with water following the conditioning period would have been evident from a K 2p doublet near 293 and 296 eV. For the Cu metal, a Ca 2p doublet near 347 and 350.5 eV was not discernible, indicating that any Ca impurity would have had a surface concentration below 0.1 atom %. For the conditioned malachite, a low intensity Ca 2p doublet indicated a surface concentration of 0.4 atom % Ca and a barely detectable Mg 1s peak indicated a Mg concentration of no more than 0.1 atom %. For the conditioned pseudomalachite, a very low surface concentration (<0.1 atom %) of Ca was just discernible, but no other impurity elements were observed.
Conditioned Magnetite XPS
X-ray photoelectron spectra for a surface of magnetite abraded in air immediately prior to conditioning in hydroxamate solution for 5 min indicated the adsorption of no more than a monolayer of chemisorbed hydroxamate. A shorter conditioning time had been used for the Cu systems because of multilayer formation within 2 min in those systems. None of the spectra determined with or without a low energy electron beam from a flood-gun provided evidence for the presence of co-adsorbed hydroxamic acid. The Fe 2p spectrum revealed that some Fe II remained within the depth analysed, but the spectrum was consistent with the Fe II in the outermost layers having been oxidised to Fe III . The N 1s spectrum determined at the start of the spectral suite (without the use of a flood-gun) is shown in Figure 2f . The signal-to-noise of that spectrum is low both because of the low N surface concentration (2.5 atom %) and because the spectrum was determined as quickly as possible in order to monitor any beam-induced changes. The spectrum in Figure 2f could be fitted with two components of width 1.55 eV, the main one accounting for 70% of the N 1s intensity at 401.0 eV and a lower binding energy component at 399.2 eV. The component at 401.0 eV can be assigned to protonated N in bidentate hydroxamate chemisorbed through both its O atoms to an Fe atom in the oxide surface. A second N 1s spectrum determined at the end of the spectral suite could be fitted with components at the same binding energies, but the 401.0 eV component now accounted for only 64% of the intensity. The origin and increase in intensity of the 399.2 eV component will be explored in detail elsewhere, but it is tentatively proposed that the lower binding energy component arises from deprotonated N in chemisorbed monodentate hydroxamate. There is strong evidence to suggest that some of this monodentate species is present before any irradiation by the X-ray beam, but that its surface concentration increases moderately as a result of secondary electron alteration. Of most relevance to the present investigation is confirmation of no more than monolayer coverage of the hydroxamate collector arising from the 5 min conditioning period. In fact no more than monolayer coverage on magnetite has been observed for conditioning periods of up to 30 min under similar conditions. No residual K was detected at the conditioned and rinsed magnetite surfaces.
Static Secondary Ion Mass Spectra of Conditioned Cu and Fe Oxide Surfaces
In static SIMS, the sputtering of material from a surface results from a "collision cascade" initiated by the impact of the primary ion. For organic adsorbates, it is generally assumed that in the central impact region, mostly atomic and non-characteristic small organic fragments are generated, but immediately outside this impact region, more extensive fragments that may have undergone some structural rearrangement are produced. Further away from the impact region, the energy available for rearrangement is lower, so that larger and minimally rearranged fragment ions (and even parent ions) might be expected. On this basis, it might be anticipated that the larger diagnostic secondary ions should better reflect species present at the surface prior to the primary ion impact. However, as discussed in Section 3.3, the larger the secondary ion, the greater the need to extrapolate the mass range calibration; i.e., the more relevant the diagnostic ion, the more uncertain its measured m/z value.
Conditioned Cu Metal ToF-SIMS
For Cu metal surfaces that had been freshly abraded in air, then conditioned for 2 min in hydroxamate collector solution and subsequently rinsed with water, peaks of moderate intensity were observed in the positive secondary ion spectrum at m/z 38. 964 Ca with atomic mass 39.9626 accounts for 96.9% of the Ca stable isotopes. Mostly because of its low (~4.3 eV) ionisation potential, K has one of the highest secondary ion yields, so that a very low surface concentration would be expected to give rise to a discernible peak at m/z 38.964. Ca has a somewhat higher (~6.1 eV) ionisation potential and hence lower secondary ion yield. Indeed, measured secondary ion yields from Au + primary ions reported by King et al. [14] for selected elements in glass standards included 1400 for K, 154 for Ca and 45 for Fe. XPS analysis of Cu metal surfaces conditioned similarly to those characterised by ToF-SIMS showed that neither the Ca nor residual K surface concentration should have been significant (>0.1 atom %). Any Ca present below the XPS detection limit might have been an impurity introduced by the surface abrasion immediately before the specimen was conditioned in the collector solution or an impurity in the potassium hydrogen n-octanohydroxamate itself.
Also in each positive secondary ion spectrum was a low intensity peak at m/z 159.151 (Table 1) . This m/z value is well outside the calibration range, so it might have arisen from parent hydroxamic acid ions of mass 159.126 amu. There was an even weaker peak at m/z 160.151 that might be assigned to (acid + H) + ions of mass 160.137 amu. In each corresponding negative secondary ion spectrum, there was no peak near m/z 159.1 and only very weak peaks at m/z 158.125 and 157.118 that might have arisen from (acid − H) − and (acid − 2H) − ions with mass 158.118 and 157.110 amu, respectively. Assuming those assignments were correct, it cannot be concluded that a low concentration of hydroxamic acid was necessarily present at the surface, as it is conceivable that chemisorbed hydroximate (157.110 amu) might have captured one or two protons prior to abstraction from the impact zone. Thus, while the secondary ion mass spectra do not provide unequivocal support for the presence of hydroxamic acid at the conditioned surface and hence are unable to definitely corroborate the XPS evidence for the co-adsorption of the acid, they are certainly consistent with such co-adsorption.
Secondary ion abundances associated with the major Cu-containing peaks are also listed in Table 1 Cu-containing positive secondary ion peaks near m/z 119.95 and 122.95 were of very low intensity, as they were for bulk Cu hydroximate. The major secondary ion peaks for conditioned (air-exposed) Cu metal were the same as those for Cu hydroximate, despite the fact that for the Cu metal, very little multilayer Cu hydroximate, as distinct from the monolayer (chemisorbed) collector, would have been present at the solid/vacuum interface. Thus, the diagnostic ions appear to be the same for both the monolayer and Cu hydroximate.
However, for peak intensities relative to those for Cu + and Cu − , while the abundances of the positive diagnostic secondary ions were consistently lower for the adsorbed layer than for Cu hydroximate, the abundances of the negative ions were consistently higher for the adsorbed layer (Table 3) . Such a clear difference can be rationalised, if not predicted, by recognising that the negative diagnostic Cu-containing ions all contain one or two O atoms whereas the positive diagnostic ions contain no O atoms. The spectra indicated that for predominantly a chemisorbed monolayer, Cu-containing ions also including O were more abundant relative to Cu − , while those not including O were less abundant relative to Cu + than they were for bulk Cu hydroximate. Table 3 . Intensities of Cu-containing diagnostic secondary ion peaks from conditioned surfaces of Cu metal, malachite and pseudomalachite compared with those from bulk Cu hydroximate (L: lower, H: higher); for each surface, peak intensities have been normalised relative to the intensities of both Cu ion and organic fragment ion peaks as in Tables 1 and 4 . 
For normalisation by the integrated intensities of the organic secondary ion peaks, both the positive and negative secondary ions were less abundant for the conditioned Cu metal than for Cu hydroximate (Table 3) . Different abundances for those two specimens would be consistent with the absence of a uniform multilayer of Cu hydroximate on the conditioned Cu metal surface. However, it is not immediately obvious whether the particular differences observed indicated a uniform chemisorbed monolayer, patches of chemisorbed monolayer, or patches of chemisorbed monolayer plus physically co-adsorbed hydroxamic acid on the conditioned Cu metal surface. As noted above, the positive secondary ion spectra were consistent with the presence of co-adsorbed hydroxamic acid, as the peak assigned to the acid parent positive ion (159.126 amu) was of barely detectable intensity for bulk Cu hydroximate but an order of magnitude greater for the conditioned Cu metal surface.
Peaks from CuO − and CuO 2 − were observed, but typically with intensities only ~27% and 8%, respectively, of the Cu − peaks. These intensities were lower than the normalised values observed for Cu hydroximate, and hence do not provide support for the possibility that oxidised Cu not covered by at least a monolayer of collector was a major surface species. Low intensity peaks near m/z 78.94 and 80.94 from Cu-containing positive secondary ions were observed, but these could be assigned to CuCH 2 + and there was no evidence for CuO 2 + ions of appreciable abundance. As canvassed in Section 2.4, it is the diagnostic secondary ion of highest mass that might be expected to best represent the species present at the surface prior to the primary ion impact. For conditioned oxide Cu surfaces, it is the negative ion of m/z near 146.9 that meets this criterion, and the abundance of this ion also happens to be one of the largest of the diagnostic secondary ions. Relative to the Cu − peak intensity, the m/z 146.9 peak was significantly more abundant than for Cu hydroximate, whereas relative to organic fragment peak intensities it was much less abundant than for Cu hydroximate. One possible interpretation of these observations is that the Cu metal native oxide was covered predominantly by chemisorbed hydroximate and possibly also co-adsorbed hydroxamic acid rather than multilayer Cu hydroximate. In other words, there would have been few Cu atoms at the solid/vacuum interface, so that most of the Cu atoms ejected would have been those to which the overlying hydroximate had chemisorbed (through its O atoms) whereas in bulk or multilayer Cu hydroximate, some Cu atoms would have been present at the solid/vacuum interface. By contrast, because of the surface excess of chemisorbed hydroximate and co-adsorbed acid, relative to organic fragment secondary ions, Cu-containing fragments would have been less abundant. The positive Cu-containing secondary ions might also be expected to have been relatively less abundant regardless of the normalisation because the positive ions do not contain O, so that only Cu atoms interacting with the N of any "horizontally" oriented hydroximate would have contributed to secondary ions that had undergone minimal fragmentation (whereas in bulk Cu hydroximate essentially all Cu atoms interact with N atoms).
In summary, for conditioned Cu metal, while there is no static SIMS evidence to support a uniform coverage of multilayer Cu hydroximate or uncovered native oxide, the secondary ion spectra are consistent with monolayer coverage of chemisorbed hydroximate and co-adsorbed hydroxamic acid.
Conditioned Malachite and Pseudomalachite ToF-SIMS
The secondary ion mass spectra for the conditioned minerals were not markedly more complicated than those for the bulk Cu complex, probably because of the presence of multilayer Cu hydroximate at the mineral/vacuum interface. However, for the pseudomalachite, (Table 4) . Peaks from hydroxamic acid ions were of slightly lower intensity than those for the conditioned Cu metal, consistent with slightly higher co-adsorbed acid on the conditioned Cu metal. It can be seen from Tables 1 and 4 that the abundances of the Cu-containing diagnostic secondary ions were comparable for both minerals, but somewhat different from those for Cu hydroximate and the conditioned Cu metal.
For both minerals, the positive Cu-containing ions were moderately (≈15%) less abundant than for bulk Cu hydroximate relative to Cu + ions, but relative to C 5 H 11 + ions, the Cu-containing diagnostic ions were ≈35% more abundant for malachite and ≈15% more abundant for pseudomalachite. These observations would be broadly consistent with patches of adsorbed hydroximate on both minerals (allowing Cu species other than Cu hydroximate at the solid/vacuum interface), but fewer or smaller multilayer patches than monolayer patches on pseudomalachite, where a higher concentration of chemisorbed hydroximate relative to multilayer Cu hydroximate would result in a higher concentration of the organic ligand oriented towards the solid/vacuum interface. Relative to Cu − ions, for malachite the negative Cu-containing ions were moderately less abundant than for Cu hydroximate, whereas for pseudomalachite they were comparable or even more abundant. Relative to C 3 H 3 O 2 − ions, for both minerals the negative Cu-containing ions were appreciably less abundant than for bulk Cu hydroximate. For the conditioned Cu metal surface (Section 2.4.1), it was found that relative to Cu − ions, the negative Cu-containing diagnostic ions (which also contain one or two O atoms) were more abundant than for Cu hydroximate. These observations can be rationalised by extensive monolayer coverage with multilayer patches on malachite, but not much more than monolayer patches on pseudomalachite.
Conditioned Magnetite ToF-SIMS
Abundant Fe-containing and selected organic fragment secondary ions are listed in Table 2 for comparison with the data for Fe hydroxamate. There was no obvious correlation between the intensity of the K + peak and the intensity of the hydroxamic acid or hydroxamate ion peaks; in fact there was almost an inverse relationship, confirming that the K that was observed was unlikely to have been from residual collector solution that had not been rinsed from the surface at the end of the conditioning period. Also, there was no obvious correlation between the intensities of the peaks at m/z 38.96 and 39.96, so that the peak assigned to Ca Differences in the Fe-containing diagnostic ion abundances for the conditioned magnetite surface relative to those for Fe hydroxamate are listed in Table 5 . It can be seen that the difference in abundance for each positive diagnostic ion is in fairly close agreement regardless of whether the peak intensities had been normalised by the Fe Table 5 . Intensities of Fe-containing diagnostic secondary ion peaks from conditioned magnetite surfaces compared with those from bulk Fe hydroxamate (L: lower, H: higher); peak intensities have been normalised relative to the intensities of both Fe ion and organic fragment ion peaks as in Table 2 .
The mid-range m/z Fe-containing positive diagnostic ions were of comparable abundance to those of bulk Fe hydroxamate, but the lower and higher m/z positive, and all the negative, diagnostic ions were up to an order of magnitude lower than for bulk Fe hydroxamate. Therefore, the secondary ion spectra indicated that the adsorbate on magnetite could not have been similar to a uniform Fe hydroxamate multilayer, but they were consistent with no greater than monolayer coverage or possibly sparse patches of multilayer Fe hydroxamate.
It 
Experimental Details
Materials and Surfaces Characterised
Cupric hydroximate, Cu(O 2 CNC 7 H 15 ), was prepared by the addition of an aqueous Cu sulfate solution to a nominally saturated aqueous solution of potassium hydrogen n-octanohydroxamate, and the precipitated complex washed thoroughly with distilled water. The ferric hydroxamate, Fe(O 2 CNHC 7 H 15 ) 3 , was prepared as described previously [3] .
After being freshly abraded in air, surfaces of Cu metal, malachite from Morocco, pseudomalachite from Tottenham, NSW, Australia and magnetite from Mineville, NY, USA were conditioned in a nominally saturated (~0.02 M) aqueous solution of potassium hydrogen n-octanohydroxamate at its unadjusted pH (~9.5) for 2 min (Cu systems) or 5 min (magnetite). Following the conditioning period, the surfaces were rinsed thoroughly with distilled water and dried under a stream if nitrogen. In each case, the conditioned surface appeared to be hydrophobic, so that retention of any weakly adhering collector solution should not have been a problem.
X-ray Photoelectron Spectroscopy
X-ray photoelectron spectra were collected from Cu hydroximate and Fe hydroxamate powder pressed into the surface of freshly exposed indium, and from conditioned single piece specimens of Cu metal, malachite and pseudomalachite of size approximately 5 mm × 5 mm × 1 mm. Each Cu metal or mineral surface, that had been abraded until relatively smooth to the unaided eye, was rinsed with pure water at its unadjusted pH after conditioning in collector solution and before characterisation by XPS at ambient temperature. XPS data were obtained on an ESCALAB 250Xi spectrometer located within the UNSW Analytical Centre using monochromatised Al K α X-rays focused to a spot size of 0.5 mm and an electron analyser pass energy of 20 eV for narrow range scans. Included in the binding energies employed for calibration were 83.96 eV for Au 4f 7/2 of metallic gold and 932.6 eV for Cu 2p 3/2 of Cu metal. The pressure in the analysis chamber was better than 5 × 10 −9 mbar during spectral acquisition. The data were collected and processed under Thermo Scientific Avantage 4.58 and 4.54 software.
Because of the low conductivity of the bulk complexes and Cu minerals, their spectra were obtained under the influence of low energy electrons from an in-lens flood-gun. In minimising peak broadening from a non-uniform potential within the specimen surface layer, the low energy electrons "over-compensate" for charging and the measured photoelectron binding energies are typically lower than their correct energies by a value approaching the energy of the electrons (~4.6 eV). The measured binding energies are corrected by assuming that they will all be affected by the same energy, and adjusting them so that the hydrocarbon C 1s binding energy is 285.0 eV. Whenever the flood-gun was used, the possibility of beam damage or alteration by the low energy electrons was monitored. In particular, N 1s spectra were obtained at the outset and again at the end of the spectral suite to quantify the extent of any alteration. However, in all cases, spectra were obtained as quickly as possible, at the expense of signal-to-noise, in order to minimise any damage arising from the secondary electrons associated with the X-ray photoemission. The magnetic lens mode of the analyser was used in all cases, so that the core of the flood-gun electron beam would have been of less than 1 mm diameter with the tail extending to no more than 3 mm diameter. When several specimens were mounted on the same stub, they were separated by more than 1 cm. Spectra from the conditioned Cu metal and magnetite were obtained without the need for a flood-gun.
Static SIMS
The static SIMS data were obtained using 30 keV Au for Fe hydroxamate and magnetite. For calibration of the mass scale, it is generally accepted that either all inorganic or all organic secondary ions should be used, and with the latter, it is better to avoid the inclusion of ions that would have undergone significant rearrangement. If molecular ions are of primary interest, it is contended that it is better not to use atomic ions in the calibration procedure. Other difficulties typically encountered in determining an accurate m/z value for a secondary ion in ToF-SIMS have been discussed by Green et al. [15] . Included in those problems for specimens with a surface that is rough on the atomic scale is that small differences in specimen height can result in significant differences in time-of-flight for a secondary ion species. As the aperture is decreased, peak shape improves considerably but the intensity decreases; while the shape of a secondary ion peak is important, adequate intensity is required for determining a precise m/z value. All these measurement difficulties are in addition to the fundamental issue of whether a significant proportion of secondary ions reflect the species present at the surface prior to impact by the primary ion.
Conclusions
Related sets of diagnostic metal-containing secondary ions were identified for bulk Cu hydroximate and Fe hydroxamate. The most abundant Cu-containing positive ions for Cu hydroximate did not also contain O, whereas the most abundant Fe-containing positive ions for Fe hydroxamate did contain O. The most abundant negative Cu-containing ions all contained at least one O atom. The Cu analogs of the largest, abundant, Fe-containing positive ions observed for Fe hydroxamate were of very low abundance for Cu hydroximate. Apart from that difference in metal-containing positive ions, there was no obvious difference in the organic structure of those ions from the two bulk complexes. In particular, the smaller, abundant Fe-containing positive ions also contained either N or CH 2 , but not O. In other words, the most abundant fragment secondary ions did not clearly distinguish between the different bonding arrangements in the Cu and Fe complexes expected from spectroscopic and solubility data, and therefore did not corroborate the structures deduced from XPS and vibrational spectroscopy. Because of the different structures of the two complexes, it might have been expected that secondary ions containing Cu and N but no O would have been observed, whereas ions containing Fe and N without O should not have been abundant unless rearrangement prior to ion ejection had occurred.
Distinguishing ions containing N from those containing CH 2 was not as straightforward as might have been expected given the high spectral resolution, principally because of the uncertainty in determining m/z values outside the range that could be calibrated reliably, and the specimen surface roughness at the microscopic level. Notwithstanding this uncertainty, for the negative Cu-containing secondary ions in particular, assignment of the observed diagnostic peak to the N rather than CH 2 species appeared to be justified. However, the analogous Fe-containing negative ions from Fe hydroxamate also appeared to be the N rather than CH 2 species. Therefore, it would appear that these secondary ions do not necessarily reflect the structure, especially the different N bonding arrangement, prior to impact by the primary ions. Nevertheless, the abundant secondary ions were consistent with the number of oxygen nearest neighbours in the two complexes, and they should also be diagnostic secondary ions for multilayer Cu hydroximate or Fe hydroxamate adsorbed on oxide Cu or Fe minerals.
For the conditioned oxide Cu surfaces, the photoelectron and secondary ion mass spectra were in agreement as far as collector coverage was concerned. The diagnostic ions appeared to be the same for both the monolayer adsorbed on air-exposed Cu metal and for Cu hydroximate. However, for peak intensities relative to those for Cu + or Cu − , while the abundances of the positive diagnostic secondary ions were consistently lower for the adsorbed layer than for Cu hydroximate, the abundances of the negative ions were consistently higher for the adsorbed layer. The positive secondary ion spectra were consistent with the presence of co-adsorbed hydroxamic acid. For collector coverage on conditioned magnetite too, the static SIMS and XPS data were in agreement. The secondary ion spectra indicated that the adsorbate was certainly different from a uniform Fe hydroxamate multilayer, and were consistent with no greater than monolayer coverage or possibly sparse patches of multilayer Fe hydroxamate.
Although it proved too difficult to obtain sufficiently reliable m/z values for the larger diagnostic secondary ions, that would have been more likely to reflect the surface chemical structure prior to primary ion impact, static SIMS can provide useful additional information to complement XPS data for hydroxamate conditioned oxide mineral surfaces. When compared with the abundances of the metal-containing secondary ions for the bulk complexes, the relative abundances of those diagnostic ions for the conditioned mineral surfaces varied with, and could be rationalised by, the monolayer or multilayer coverage of the adsorbed collector. Furthermore, parent secondary ions were able to provide supporting information on the co-adsorption of hydroxamic acid at each conditioned surface. Nevertheless, while the secondary ion spectra complemented the XPS data, they would not have been able to provide stand-alone information as an alternative to the photoelectron spectra.
